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[57] ABSTRACT

Hermetically sealed articles are provided which enclose
a porous mass of material of relatively low heat conduc-
tivity and a charge of a gas having a coefficient of ther-
mal conductivity lower than that of air and thoroughly
permeating the porous mass of material or such sealed
pouches may enclose only the porous mass of material
evacuated down to about 10 mm. Hg. The pouches are
useful as thermal insulation materials and are con-
structed of confronting sheets of multi-ply laminate.
material sealed along free edge portions thereof and
comprising (1) a multi-layer film including a core layer
of ethylene vinyl alcohol copolymer adhered on each
side to nylon, each nylon layer being adhered to a layer
of chemically modified polyolefin; (2) optionally, a low
density polyethylene layer; (3) a layer of primer mate-

-~ rial suitable to effect adhesion between said modified

polyolefin layer or polyethylene layer and the outer
layer of oriented polypropylene or other material suit-
able for conveying toughness, tlex crack resistance and
moisture barrier properties to such multi-ply laminar
construction.

The articles are useful as thermal insulation materials.

18 Claims, 3 Drawing Figures

. \\\‘.\\\.\\\‘\€j
. SUNR NN VU NN

/| o

3G G5 GSAS

—VV /.l Ll Ol L >4
|6 s\\\\\\\\\\\\\\\\‘*

L




U.S. Patent Aug. 18, 1981 4,284,674

- FIG.| W— = s k2 3

““““‘““L"‘
et | AN AVA ARWAR AR e

W .

_-““n_““

w |

|2 -

20
19—
18 )

FIG2
|7

| 16
15

15

L\‘\“‘\\‘\\\\\\\“

¢l bl L Ll .
5 A A AL NN AL QN YR RN N

L7

- W

o)

5.““““““

LTSV 4

. VAN VAN VM. M ““‘

VI I IO IO
m\‘\\\\\\\\wz

14

FIG3 s
. 4




4,284,674

1
THERMAL INSULATION

BACKGROUND OF THE INVENTION

This mventlon relates to thermal insulation, and par-
‘ticularly to improvements in gas impervious pouch
structure for containing a porous mass of thermal insu-
lation or such a porous mass and a charge of gas having
a coefficient of thermal conductivity lower than that of
air. |

Pouch structures containing insulation or insulation
and gas as described have been found useful as insula-
tion units for installation in the walls and doors of re-
frigerator cabinets. Such units both facilitate handling
of the insulation and enhance performance of refrigera-
tor cabinets and the like within which they are installed.
- 'These 1nsulation units also have been found useful for
other home appliances, such as, for example, freezers
and water heaters, as well as for residential and com-
mercial building structures.

Fibrous insulation comprising glass fibers or the like,
In combination with an insulating gas such as difluorodi-
| chloromethane, commonly known as F-12 refrigerant;
and enclosed in pouch structures of materials that are
both gas and moisture impervious have been used.

The prior art is believed to be best exemphﬁed by the
fo]lowmg patents

Dybvig 2,817,124 12/57

Sorel 2,966,439 12/60

~ Simms et al 3,004,877 10/61
‘Gaugler 2,863,179 12/58
Gaugler et al - 2,779,066 01/57
Stickel 3,264,165 08/66
‘Bolsolas 4,054,711 10/77
Dillon 2,939,811 06/60
Jacobs 2,817,123 12/57
Strong et al 3,179,549 04/65

- Janos 2,745,173

05/56

Dybvig, U.S. Pat. No. 2,817,124, discloses an insulat-
- ing unit having two side by side compartments wherein

the inner and outer walls of one compartment are com-.

prised of Mylar coated on both sides with vapor depos-
ited metal coating which in turn is coated with polyeth-
ylene, Saran or Hycar vinyl while the outer compart-
ment is formed of polyethylene having plnho]es of sufﬁ-
cient size to admit air.

~ Sorel, U.S. Pat. No. 2,966,439, discloses Iammated
products of normally thermoshrinkable polyvinylidene
chloride film bonded in thermoshrunk condition to a
- normally dimensionally thermo-stable material such as
fibrous sheet material.

Simms et al, U.S. Pat. No. 3,004,877, dlsclese heat
insulating units for refrigeration cabinets comprising a
porous mass and gas in a hermetically sealed bag formed
of a multi-ply laminate including Kraft paper, Saran,
Hycar vinyl cement and polyethylene. -

Gaugler, U.S. Pat. Nos. 2,779,066 and 2,863,179, dis-
close heat insulating bags comprising double bags and
double nsulation and Freon gas comprising laminations
of Mylar or vinyl chloride or vinyl acetate or Hycar
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Mylar adhered to a flexible closed-cell polyurethane
film or multilayers of Kraft paper or foam; organic
resin; metal coating; polyurethane foam; polyvinyl alco-
hol; metal coating; polyethylene.

Bolsolas, U.S. Pat. No. 4,054,711, discloses multilayer
_]acketlng material for covering thermal insulation on
pipes comprising a composite of metallized Mylar; ad-
hesive; asbestos paper; glass scrim cloth; adhesive; poly-
vinyl fluoride film.

Jacobs, U.S. Pat. No. 2,817,123, discloses double bag
constructions comprising an inner bag of laminated
Mylar and Saran and an outer bag of fibrous insulation
and polyethylene.

- Dillon, U.S. Pat. No. 2 039,811, relates to heat-
insulating units comprising hermetically sealed bags
comprising deformable walls, a porous mass and gas
wherein the bag comprises Saran, polyvinyl chloride,
vinyl-nitrile rubber or polyethylene.

- Strong et al, U.S. Pat. No. 3,179,549, disclose thermal
insulating structures of the vacuum type comprising
hermetically sealed containers having internal pressures
of less than 100 microns mercury wherein the walls are
low carbon steel and stainless steel. -

Janos, U.S. Pat. No. 2,745,173, discloses vacuum
insulation wherein the filler material is compressed
before assembly and caused to retain its compressed
form and wherein the walls of the structures are stain-
less steel or low carbon steel.

Prior art structures as represented by the above dis-
closures have been deficient in one or more aspects.

~ Most of such constructions utilize Saran to meet mois-
- ture barrier problems and are thus accompanied by the

35

40

problems generated by the shrinkability and tendency
of Saran to become plastic at higher temperatures.
Structures substituting or combining Mylar or other
plastics have been subject to puncture by the fibrous

- Insulating material. To overcome such problems, plastic

film has been protected with metal coatings or polyure-
thane foam or relatively thick multi-ply laminations
have been necessary or the multi-bag compartmented
constructions have been proposed.

- In U.S. Patent application Ser. No. 929,305 filed J uly

- 31, 1978 of Nicholas Sheptak and James E. Dewine,
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mel metal coating; Mylar or polystyrene; metal coat-

ing; Mylar or wnyl chlorlde or v1nyl acetate or Hyear

vinyl; Saran.:: -
Stickel, U.S. Pat No 3 264 165 dlscloses msulatlng

now U.S. Pat. No. 4,172,915 1ssued Oct. 30, 1979 1m-
proved unitary thermal msulatmg units are dlselosed
and claimed wherein the pouch is formed of a multi-ply
laminate consisting essentially of an inwardly facing
sealing layer of low density polyethylene; a layer of
vinyl primer; a layer of metal foil; a layer of low density
polyethylene; and an outwardly facing layer of Mylar

~or oriented polypropylene.

SUMMARY OF THE INVENTION

This invention i1s directed to an improvement over
constructions as disclosed in said prior patents and said
patent application Ser. No. 929,305, now U.S. Pat. No.
4,172,915. According to the invention, high barrier
transparent structures are provided in which the barrier
component 1s.a multi-ply coextruded film barrier com-
ponent comprising an ethylene vinyl alcohol core layer
adhered on each side to a polyamide layer such as nylon

- which is in turn adhered to a layer of a chemically

65

means comprising insulating material enclosed by Saran

or a copolymer of vinyl chloride enclosed by Saran or
a copolymer of vinyl chloride and vinyl acetate or

modified polyolefin.

A layer of low density polyethylene may, optionally,
be adhered to the modified polyolefin layer or this poly-
ethylene layer may be omitted. A layer of a material

~capable of conveying moisture barrier properties and
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capable of being adhered with a primer to the modified
polyolefin layer or polyethylene layer, when present, is
the outer layer of the construction. Preferably this outer
layer will be oriented polypropylene.

Thermal insulating units are provided comprising a 5
hermetically sealed pouch containing a porous mass of
thermal insulation material and a charge of a gas having
a coefficient of thermal conductivity lower than that of
air enclosed in said pouch and permeating satd porous
mass of insulative material, the walls of said pouch 10
being substantially impervious to said gas enclosed
therein and to atmospheric gases and vapors. Alterna-
tively, units are provided comprising a porous mass of
thermal insulation material enclosed in a hermetically
sealed pouch evacuated to a pressure of less than 100 15
microns of mercury prior to sealing.

BRIEF DESCRIPTION OF THE DRAWING

FIG. 1 is a perspective showing, with parts broken
away and sectioned, of an insulating unit embodying the 20
mventlon |

FIG. 2 is an enlarged showing taken in the plane of
line 2—?2 in FIG. 1, as seen looking in the direction of
arrows applied thereto and illustrating a multi-ply, lami-
nated structure of a pouch of the invention; and
- FIG. 3 1s an enlarged showing similar to FIG. 2 and
showing an alternative embodiment and modification of

‘the pouch of FIG. 2.

. DESCRIPTION OF THE PREFERRED
| EMBODIMENTS

- With reference to the drawing, there is seen in FIG.

25

30

"1 spaced confronting walls W of a structure such as a

refrigerator door panel, for example, between which
there is disposed a pouch 10 made from a laminate sheet
material embodying the invention, which pouch 10
includes a main portion 11 and a sealed peripheral por-
tion 12. Pouch 10 conveniently is formed by sealing
confronting surfaces of the free edge portions of a pair
of rectangular sheets S of the material through applica-
- tion of heat and pressure in accordance with conven-
tional practice. There is disposed within sealed pouch
10 a porous mass of material 13 of low-thermal conduc-
tivity, such as, for example, a fibrous mass of glass fi-
bers. One such material is available under the trademark 45
- “FIBERGLAS”, and preferably is formed as a batt of
substantial thickness and resiliency. In one embodiment

of the invention, a charge of a gas (not shown) having a
coefficient of thermal conductivity lower than that of
air 15 employed. The gas is preferably difluorodi- 50
chloromethane, known in the trade as “F-12” and
“R-12”, which gas permeates the porous mass of glass
fibers comprising batt 13.

In another embodiment of the invention, the permeat-
ing gas is omitted and the pouch 10 is evacuated down
to 10 microns of mercury and hermetically sealed and
employed without effect on insulating value.

With reference to FIGS. 2 and 3, the sheets S that
define walls of the pouch are substantially impervious
to the gas enclosed therein and to atmospheric gases and
vapors and are unaffected by temperature changes over
a wide range of variations. Such sheets provide high
barrier, transparent structures that are fracture and/or
puncture resistant and that retain such high barrier
characteristics during and after processing into the fin-
ished -package and upon subsequent handling. Such
packages are designed for use as insulating panels in
structures such as refrigerators which normally have a
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4
useful life in the nature of 10 to 20 years. It will there-
fore be apparent that the permeability characteristics of
such sealed insulation articles must be such that are
capable of being maintained over a substantial period of
time without loss of permeating gas or without loss of
vacuum and without admission of moisture, oxygen,
eic.

The above characteristics are realized in the articles
provided herein through the use of laminated sheet
materials uniquely possessing toughness, flex crack re-
sistance, sealability and high moisture and oxygen bar-
rier properties.. -

The sheets S are comprised of multl-ply laminae con-
sisting essentially of:

(1) a multi-layer coextruded cast film 14 varying in
thickness from about 1.5 to 5.0 mils and preferably
about 3 mils and comprising (a) a core layer 17 of ethyl-
ene vinyl alcohol copolymer film comprising from
about 4% to 30% and preferably about 10% of the
multi-layer film, adhered on each side to (b) a polyam-
ide film layer 16, comprising from about 2 to 15% and
preferably about 5% of the multi-layer film, each poly-
amide layer 16 being in turn adhered to (c) a layer 15 of
chemically modified polyolefin film, comprising about
30% to 46% and preferably about 40% of the multl-
layer film;

(2) Optlonally, a layer 18 of low density polyethylene
film of about 0.5 to 2.0 mils and preferably about 1.0
mils adhered to the outer layer of the multi-layer film
14;

(3) a layer 19 of a suitable primer matenal of about
0.01 to 0.10 mils and preferably about 0.05 mils in thick-
ness adhered to said polyethylene layer; and

(4) an outer layer 20 of a polymeric material possess-
ing moisture barrier properties and capable of being
adhered to said polyethylene layer with- a suitable
primer, said outer layer being about 0.4 to 1.25 mils and
preferably about 1.25 mils in thickness.

In an alternative embodiment of the invention as
illustrated in FIG. 3, the polyethylene layer 18 is.omit-
ted and the sheet is otherwiseidentical to that illustrated
in FIG. 2. - |

The components of the sheets S each function to
perform specific and critical functions in the pouches 10
formed therefrom. For example, the oriented polypro-
pylene layer 20 which forms the outer surface of the
pouch walls conveys toughness, flex crack resistance
and moisture barrier properties to the sheets. The multi-
layer film 14 comprising 5 layers of components, pro-
vides a core 17 of EVOH which provides gas barrier
properties, a layer 15 of chemically modified polyolefin
which provides heat sealability and a polyamide layer
16 which enhances adhesion between the core of
EVOH, 17, and the chemlcally modlﬁed polyoleﬁn
layer, 16. . .

‘The multi-layer film 14 1S qulte thm and can be made
by coextrusion as described in U.S. application Ser. No.
973,948 filed Dec. 28, 1978 and commonly .assigned
herewith. The film may be produced by melting resins
of modified polyolefin, polyamide and ethylene vinyl
alcohol and coextruding the same as a cast film. Heat
sealing of the outer layers of modified polvoleﬁn 1S
readily obtained. S

Ethylene vinyl alcohol polymers suitable for extru-
sion are commercially available. Kuraray:of Japan pro-
duces an ethylene vinyl alcohol copolymer under the
designation “EP-F” which has 32 to 36% ethylene, a
molecular weight of 29,500 and melting point of 356° F.
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Other manufacturers produce suitable- ethylene vinyl

alcohol copolymers. One suitable copolymer has about
29% ethylene, a molecular weight of 22,000, and a melt-
ing point of 365° F. Another has about 40% ethylene, a
molecular welght of 26, 000 and a meltlng pomt of 327
F.

The polyamldes Wthh ferm the layers 16 may be any
of commercially available materials well known as ny-
lon. These polymers include polycaproamide, polyhex-
amethylene adlpamlde, poly-11-undecanoamide, poly-
12-dodecanoamide, etc. and similar materials available
commercially as nylon 6; nylon 6,6; nylon 6 10; nylon
6,15; etc. |

The modified polyoleﬁns Wthh form the layers 15
adjacent the polyamide layers are blends of polyolefin
and high density polyethylene (HDPE) grafted with an

unsaturated fused ring carboxylic acid anhydride. The.

polyoleﬁn eompenent of the blend may include a num-
ber of resins such as high, low and medium den51ty

polyethylene and polyolefin c:opelymers such as ethyl-
~ene vinyl acetate copolymer and ethylene acrylic acid.
Modified polyolefin blends are disclosed in U.S. Pat.
Nos. 4,087,587 and 4,087,588. Suitable modified poly-
olefins blends are available from the Chemplex Com-
pany of Rolling Meadows, Ill. under the ‘name
“PLEXAR”. Commerc:ally available grades of such
modified polyolefins are blends of the graft with differ-
ent polyolefins. These include Plexar-I, a blend with
ethylene vinyl acetate copolymer; Plexar-II, a blend
with high density polyethylene; Plexar-II further modi-
fied with an elastomer such as polyisobutylene; and
Plexar-III, a blend with ethylene vinyl acetate polymer
adapted for cast film coextrusion. Plexar III is the pre-
ferred component for the multi-layer film member 16
which is preferably formed by cast film coextrusion
although it may also be formed by blown tube coextru-
sion or the like.

Sheets S herein are formed by priming the outer

layer, for example, oriented polypropylene sheet 20

with a suitable primer material 19 and extrusion laminat-
ing the primed sheet material to either side of the multi-
layer film 14 or by interposing low density polyethylene
between the primed outer layer sheet material and the
chemically modified polyolefin layer 15.

The sheet material comprising the outer layer of the
construction may be any plastic material that is capable
of conveying toughness and moisture barrier properties
to the multi-layer construction S. Examples of such
materials include oriented polypropylene, Saran (vmy]
chloride-vinylidene chloride copolymer) coated ori-
ented polypropylene, Saran coated oriented nylon, high
density polyethylene and monochlorotrifluoroethylene;
available commercially as “ACLAR” from Allied
Chemical Co., of which oriented polypropylene is pre-
ferred. |

Suitable primers include polyester/polyurethanes
available commercially as Adcote 503C from Morton
Chemical Co.; polyethylene imine available commer-
cially as CHEMICAT P-145 from ALCOLAC; polye-
ther/polyurethanes available commercially as “UNO-
- FLEX” from Polymer Industries, Inc.; and the like.

Pouches 10 are formed from sheets S by any means
conventional and well known in the art.

The barrier properties realized in the above described
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vacuum packages have demonstrated the utility of such
structures. for use as insulation packages.
- While glass fiber insulation is preferred as the porous
mass of thermally insulative material, it will be under-
stood that mineral fiber as well as foamed type insula-
tions are contemplated by the invention.

- While various embodiments of the invention have
been described, it will be understood that other modifi-
cations may be made without departing from the scope
of the appended claims.

I claim:

1. A multi-ply laminate comprising: |

(1) 2 multi-layer coextruded film consisting essen-

tially of (a) a core layer of ethylene vinyl alcohol
adhered on each side to (b) a polyamide layer, each
such polyamide layer being adhered to (c) a layer
of a modified polyolefin which consists of a poly-
- olefin polymer or copolymer blended with poly-
ethylene grafted ‘with an unsaturated fused ring
carbexyllc acid anhydrlde

(2) a layer of primer material effective to enhance
adhesion between sald modlﬁed polyeleﬁn layer .

and - -

(3) an adjacent outer layer of a plasue material capa-
“ble of conveying toughness and moisture barrler
~ properties to said laminate.

2. A multi-ply laminate of claim 1 wherein said plastic

material forming said outer layer is oriented polypro-

pylene, oriented polypropylene coated with vinyl chlo-

ride-vinylidene chloride copolymers, oriented nylon
coated with vinyl chloride-vinylidene chloride copoly-
mer, high density polyethylene and monochlorotrifluo-
roethylene.

3. A multi-ply laminate of claim 1 wherein said plastic
material formmg the outer layer is oriented polyprOpyI-
ene.

4. A multi-ply laminate of claim 1 additionally com-
prlsmg a layer of low density polyethylene between said

- primer and modified polyolefin layer.
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articles have been found to be held intact during pro-

cessing of the laminate into the finished package and
tests with freon filled packages as well as with high

5. A multi-ply laminate of claim 1 wherein said modi-
fied polyolefin layer consists of ethylene vinyl acetate
blended with polyethylene grafted with said acid anhy-
dride.

6. A multi-ply laminate of claim 4 wherein said poly-
amide layer is nylon.

7. A multi-ply laminate comprising: |

(1) a five-layer coextruded cast film of about 1.5 to 5
mils in thickness consisting essentially of a core

layer of ethylene-vinyl alcohol! comprising about
10% of the film thickness adhered on each side to
nylon comprising about 5% of the film thickness,
each nylon layer being adhered to a layer of modi-
fied polyolefin comprising ethylene vinyl acetate
blended with high density polyethylene grafted
with an unsaturated fused ring carboxylic acid
anhydride, each of said modified polyolefin layers
comprising about 40% of the film thickness:

(2) a layer of about 0.5 to 2.0 mils of low density
polyethylene adhered to one side of one of said
modified polyolefin layers;

(3) a layer of about 0.01 to 0.10 mils of a polyester-
polyurethane primer adhered to said polyethylene

~ layer; and

(4) an outwardly facing layer of oriented polypropyi-
ene adhered to said primer layer.

8. A multi-ply laminate comprising:

(1) a five-layer coextruded cast film of about 1.5 to 5.0
mils in thickness consisting essentially of a core
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layer of ethylene-vinyl alcohol comprising about

10% of the film thickness adhered on each side to

nylon comprising about 5% of the film thickness,
each nylon layer being adhered to a layer of modi-

fied polyolefin comprising ethylene vinyl acetate
blended high density polyethylene grafted with an
unsaturated fused ring carboxylic acid anhydride,
each of said modified polyolefin layers comprising
about 40% of the film thickness; |

(2) a layer of about 0.01 to 0.10 mils of a polyester-

polyurethane primer adhered to said modified
polyolefin layer; and

(3) an outwardly facing layer of oriented polypropyl-

ene adhered to said primer layer.

9. In a thermal insulating unit comprising a porous
mass of thermally insulative material and a sealed pouch
hermetically enclosing said porous mass; the improve-
ment which comprises providing a heat sealed, punc-
ture resistant insulating unit having vapor and gas bar-
rier properties wherein the pouch 1s formed of a multi-
ply laminate of claim 1.

10. The improvement as claimed 1n claim 9 wherein
said insulating unit also seals a charge of gas having a

10
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20

coefficient: of thermal conductivity lower than that of 75

air which permeates the porous mass of insulative mate-
rial.

11. The improvement as claimed in claim 10, wherein
said permeating gas 1s difluorodichloromethane.

12. The improvement as claimed in claim 9 wherein
satd pouch containing said insulative material 1s evacu-
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8

ated to a pressure less than 100 microns of mercury

prior to formation of the hermetic seal.
13. In a thermal insulative unit comprising a porous -
mass of thermally insulative material; a charge of gas

having a coefficient of thermal conductivity lower than
that of air and permeating said porous mass of insulative
material, and a sealed pouch hermetically enclosing said
porous mass; the improvement which comprises provid-
ing said insulative material and said gas in a heat sealed,
puncture resistant, vapor and gas barrier insulating unit
wherein the pouch 1s formed of a multi-ply laminate as
claimed in claim 7.

14. The improvement as claimed in claim 13 wherein
the insulative material comprises glass fiber.

15. The improvement as claimed in claim 13 wherein
the gas i1s difluorodichloromethane.

16. In a thermal insulative unit comprising a porous
mass of thermally msulative material and a sealed pouch
hermetically enclosing said porous mass of insulative
material; the improvement which comprises providing
said insulative material in a heat sealed, puncture resis-
tant, vapor and gas barrier insulating unit wherein the
pouch is formed of a multi-ply laminate as claimed in
claim 8.

17. The improvement as claimed in claim 16 wherein
the insulative material comprises glass fibers.

18. The improvement as claimed in claim 16 wherein
sald pouch containing said insulative material is evacu-
ated to a pressure of less than 100 microns. of mercury

prior to formation of the hermetic seal.
X ¥ * % X
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